ref. [1] ). The charges in the central layer of the slabs are close to the bulk values with the same average Mn oxidation state, cf. Fig. 2 . Based on the charges of surface O ions that are within 0.09 e of the bulk charges, the O ions in the surface layers can also be assigned to oxide ions "O 2- ". However, owing to the larger Bader charges of La as well as oxygen ions in the AO surface layer compared to Mn, O for the BO 2 termination (Table A1) , the contribution of the surface rumpling to compensate the surface dipole is larger for AO although in the MnO 2 layer 2 O per formula unit are displaced. For atomic and molecular oxygen species on LS25M, the adsorption energies tend to be about 0.2 eV more negative when the species is absorbed between two La instead of one La and one Sr. The bond length to Sr is larger than to La, in line with the larger ionic radius of Sr 2+ . The charge of adsorbed atomic O species on (La,Sr)O termination is comparable to that of bulk oxide ions (-1.24 to -1.27 e, D data in ref. [4] ii calculated from the difference in .] represents free surface adsorption sites (translational and rotational degrees of freedom of gas-phase O 2 molecule largely lost, cf. discussion in ref. [3] )
